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(54) ORGANIC ELECTROLUMINESCENT ELEMENTS 

(57) A first organic electroluminescent element comprises a hole-transporting luminescent layer (1 ) containing a dye 
dispersed therein on a molecular level and an electron-transporting layer (2) containing a triazole derivative represented 
by general formula (1). A second element is provided with a layer of a triazole derivative of formula (1). A third element 
comprises an electron-transporting layer, a hole-transporting layer and, interposed therebetween, a layer of a triazole 
derivative of formula (1). The three elements are each excellent in luminescence efficiency, luminance and stability, and 
capable of realizing blue luminescence, multiple primary-color luminescence and white luminescence, wherein each 
symbol is as defined in the specification. 
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Description 
TECHNICAL FIELD 

s The present invention relates to an organic electroluminescent device. 
BACKGROUND ART 

It has been considered that light emission of an organic electroluminescent device is caused by the phenomenon 

10 where holes and electrons injected from electrodes are combined within a luminescent layer to generate excitons, and 
the excitons excite molecules of luminescent materials constituting the luminescent layer. By employing fluorescent dye 
as a luminescent material, there can be obtained an emission spectrum as an electroluminescence, being equivalent 
to the photoluminescence of the dye molecules. 

Tang and Vanslyke recently proposed a device comprising two layers of a hole-transport layer and an electron- 
ic transport luminescent layer, which efficiently emits green light at a lower voltage (about 10V) compared with the con- 
ventional organic electroluminescent devices having single-layer structure [CW. Tang and S.A. Vanslyke; Appl. Phys. 
Lett., 51 (1987) 913]. This device is composed of an anode, a hole-transport layer, an electron-transport luminescent 
layer and a cathode, all of which are formed in this order on a glass substrate. 

In this device, the hole-transport layer not only allows holes to be injected from the anode into the electron-transport 

20 luminescent layer, but prevents electrons injected from the cathode from escaping into the anode without combining 
with the holes, confining the electrons in the electron-transport luminescent layer. This electron confinement facilitates 
the combination of the holes and the electrons compared with conventional single-layer structure devices, resulting in 
substantial decrease in drive voltage. 

Saito et al. showed that not only an electron-transport layer but a hole-transport layer can be a luminescent layer 

25 in a two-layer structure device [C. Adachi, T. Tsutsui and S. Saito; Appl. Phys. Lett., 55 (1989) 1489]. 

Saito et al. also proposed an organic electroluminescent device having a three-layer structure wherein an organic 
luminescent layer is interposed between a hole-transport layer and an electron-transport layer [C. Adachi, S. Tokito, T. 
Tsutsui and S. Saito; Jpn. J. Appl. Phys., 27 (1988) L269]. 

The two-layer structure device of Saito et al. is composed of an anode, a hole-transport luminescent layer, an elec- 

30 tron-transport layer and a cathode, all of which are formed in this order on a glass substrate. In contrast to the device 
of Tang et al., the electron-transport layer not only allows electrons to be injected from the cathode into the hole-transport 
luminescent layer, but prevents the holes injected from the anode from escaping into the cathode without combining 
with the electrons, confining the holes in the hole-transport luminescent layer. This hole confinement leads to substantial 
decrease in drive voltage, as in the device of Tang et al. 

35 The three-layer structure device of Saito et al. was attained by a further improvement for the device of Tang et al. 
The above device is composed of an anode, a hole-transport layer, a luminescent layer, an electron-transport layer and 
a cathode, all of which are formed in this order on a glass substrate. The hole-transport layer confines electrons in the 
luminescent layer, and the electron-transport layer confines holes in the luminescent layer. As a result, the combination 
of the electrons and the holes within the luminescent layer is more efficient than the two-layer structure device. Further, 

40 the electron-transport layer and the hole-transport layer prevent the excitons generated by the above combination from 
escaping into either of the anode and the cathode. Therefore, the three-layer structure device of Saito et al. may further 
increase the luminous efficiency. 

Examples of the hole-transport materials which constitute these organic electroluminescent devices include aro- 
matic tertiary amines such as triphenylamine. Examples of the electron-transport materials are oxadiazoles. Examples 

45 of the luminescent materials are tetraphenybutadiene derivatives, tris(8-quino!inolato)aluminum (III) complex, distyryl- 
benzene derivatives and distyrylbiphenyl derivatives. 

Advantages of the above organic electroluminescent devices are that they can emit light of high luminance at a 
lower voltage than conventional electroluminescent devices employing inorganic luminescent material; that they can 
easily increase their surface area because the respective layers can be formed not only by deposition but solution coating; 

so and that they can emit light of multi-color depending upon the molecular design for organic molecule. Each device, 
however, has the disadvantage that the luminance significantly lowers with a long-term emission. It is therefore the urgent 
problems to improve the stability and to extend the lifetime. 

In the meantime, conventional electroluminescent devices have difficulties in obtaining blue light emission, irrespec- 
tive of organic/inorganic and single/plural layer. 

55 Specifically, it is difficult to produce inorganic devices because inorganic luminescent materials which have a wide 
band gap required for blue light emission are available on a limited basis and, such a material is often accompanied by 
technical difficulties in crystal growth and the formation of thin layer. 

Whereas in the organic material, although the multi-color due to molecular design can be obtained as described 
above, known materials being capable of emitting blue light are available on a limited basis. There are merely anthracene 
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and distyrylbenzene derivative, both of which are poor in luminous efficiency. Thus, many difficulties will arise in producing 
organic devices for practical application. 

Moreover, every conventional electroluminescent device is of monochromatic light. It is therefore impossible pres- 
ently to realize, with a single device, two or more emission spectrums permitting multi-color displays and white light 
5 emission due to three primary color emissions: R (Red); G (Green); and B (Blue). 

In order to solve the above problem, Ogura et al. proposed a three-layer structure device employing a bis-di(p- 
tolyl)aminophenyl-1,1-cyclohexane being diamine derivative as a hole-transport layer, a 1,1-di(p-methoxyphenyl)-4,4- 
diphenylbutadiene being tetraphenylbutadiene derivative as a luminescent layer and a 2-(4-biphenylyl)-5-(4-tert-butyl- 
phenyl)-1,3,4-oxadiazole being oxadiazole derivative as an electron-transport layer [Sharp Technical Journal, 52 (3), 
io 15-18 (1992)]. This device has a peak of emission spectrum at wave length of 480 nm and 590 nm, and emits white 
light. The light having the wavelength of 480 nm is due to the luminescent layer having hole-transport property, while 
the light having the wave length of 590 nm is due to the hole-transport layer. Ogura et al. described that the mechanism 
of the light emission from the hole-transport layer is based on the diffusion of excitons from the luminescent layer. 

Mori et al. proposed an organic electroluminescent device having a single luminescent layer in which a luminescent 
15 material, such as a coumarin 6 and a coumarin 7 being known as a laser dye, and an oxadiazole derivative as an electron- 
transport material are molecularly dispersed in a high-molecular poly(N- vinylcarbazole) which serves as a hole-transport 
material and a resin binder. It is their opinion that various color light emissions are available by selecting the dye to be 
molecularly dispersed in the luminescent layer [Oyo Buturi 61(10), 1044-1047 (1992)]. 

This device may realize multi-color displays and white light emission due to three primary colors of R, G and B, by 
20 selecting the kind and the combination of dyes. 

In contrast, the three-layer structure device of Ogura has the disadvantage of being unstable due to a large drop in 
luminescent intensity during the use. This instability appears to be caused by the deterioration, the coagulation and the 
crystallization due to the heat generated by the device emitting light. 

In the single-layer structure device of Mori, the combination of the holes and the electrons is insufficient, failing to 
25 obtain high luminance. This might originate in being single-layer structure. 

It is one object of the present invention to provide an organic electroluminescent device which is excellent in luminous 
efficiency, luminance and stability. 

It is another object of the present invention to provide an organic electroluminescent device that emits, at sufficient 
efficiency, such color light, particularly blue light that has never been obtained or has been failed to emit it at high luminous 
30 efficiency. 

It is still another object of the present invention to provide an organic electroluminescent device that can emit two 
or more light emissions whose spectrums are different from one another, and can realize multi-color displays and white 
light emission due to the three primary colors, which have been failed to emit them at sufficient luminous efficiency or 
have been unavailable. 

35 

DISCLOSURE OF THE INVENTION 

A first organic electroluminescent device of the present invention comprising: 

40 (i) an electron-transport layer which comprises: 

a single layer containing a 1 ,2,4-triazole derivative (hereinafter referred to as "s-TAZ") of the formula: 




wherein R 1 , R 2 , R3, R 4 and R 5 may be the same or different, each is hydrogen atom, alkyl, alkoxyl, aryl or aralkyl, 
and R 1 , R 2 , R 3 , R 4 and R 5 are not hydrogen atoms at the same time, or, 
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75 



20 



two layers comprising the layer containing the s-TAZ and a layer of a tris(8-quinolinolato)aluminum (III) com- 
plex; and 

(ii) a hole-transport luminescent layer in which at least one sort of dye is molecularly dispersed in adisperse medium. 

In terms of the injection of electrons into the hole-transport luminescent layer, the surface of the electron-transport 
layer is generally required to be smooth. The s-TAZ is less liable to cause coagulation and crystallization than a variety 
of known electron-transport materials, such as a 3-(4-biphenylyl)-4-phenyl-5-(4-tert-butyIphenyl-1,2,4-triazole (herein- 
after referred to as "TAZ 0") of the formula: 



10 




25 Therefore, the layer containing the s-TAZ hardly presents the alternation in surface roughness with time and is excellent 
in heat stability, retaining the smoothness for long periods. Thus the lifetime of the organic electroluminescent device of 
the first device is far prolonged than those having a layer prepared from the known electron-transport materials. 

In addition, since the s-TAZ has good electron-transport property and exhibits superior layer-forming property in 
both deposition and solution coating, it is possible to form a thin layer free from pinholes, thus resisting short-circuit even 

30 when its thickness is significantly small. Further, the s-TAZ outperforms conventional electron-transport materials (e.g. 
the TAZ 0) in hole-blocking property to prevent the passage of holes. 

Accordingly, the electron-transport layer containing the s-TAZ is superior to conventional single-layer electron-trans- 
port layers in the injection of carrier, particularly electrons, into the hole-transport luminescent layer. Therefore, in the 
first device comprising the electron-transport layer and the hole-transport luminescent layer, electrons and holes are 

35 efficiently combined in the hole-transport luminescent layer, so that the efficiency of the combination increases and the 
excitons can efficiency be confined into the hole-transport luminescent layer. As a result, the hole-transport luminescent 
layer emits light at high efficiency and high luminance. 

In preparing the hole-transport luminescent layer, dye can readily be dispersed in a disperse medium by adjusting 
a solution, permitting the simultaneous disperse of plural dyes. Thus, depending upon the kind and the combination of 

40 dyes, it is possible to obtain the multi-color displays having good color purity, white light emission and natural light 
emission due to the three primary colors. 

For the disperse medium used in the hole-transport luminescent layer, there can be employed a variety of known 
low-molecular compounds and polymers that are capable of forming solid layers, which may have carrier-transport prop- 
erty or not. Particularly when the polymers are used as a disperse medium, the heat-resisting property of the hole- 

45 transport luminescent layer is improved. Further, since the polymers are excellent in adherence to a substrate, such as 
ITO glasses and ITO films, the materials of the device resist deterioration, aggregation and crystallization due to the 
heat generated by the device emitting light, further prolonging the lifetime of the device. 

A second organic electroluminescent device of the present invention has at least a layer containing the s-TAZ of the 
general formula (1). Owing to the s-TAZ layer superior in electron-transporting property and hole-blocking property, it is 

so possible to facilitate the combination of electrons and holes, and to efficiently confine the excitons generated by the 
above combination into the electron-transport luminescent layer. This is effective for increasing the luminous efficiency 
and the luminance, as well as the stability associated with such properties. Particularly, the combination with known 
luminescent layers for blue light having high hole-transport property can raise the luminous efficiency and the luminance 
to a required level for practical applications, enabling to obtain the blue light emission having high luminance which has 

55 never been of practical use. Also, since the s-TAZ layer hardly present the alternation in surface roughness with time 
and is excellent in heat stability as previously described, the lifetime of the device can be significantly prolonged. 

A third organic electroluminescent device of the present invention has the hole-transport layer and the electron- 
transport layer and a carrier-transport control layer being interposed therebetween, which contains the s-TAZ of the 
general formula (1) and selectively transports at least either of holes and electrons. 
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In the third device, due to the effect that the carrier-transport control layer confines excitons, it is possible to allow 
the hole-transport layer or the electron-transport luminescent layer to emit light at high luminance and high efficiency, 
as a luminescent layer This leads to the increase in the luminous efficiency and the luminance, as well as the stability 
associated with such properties, thereby raising the luminous efficiency and luminance for blue light to a required level 
5 for practical applications. 

By adjusting the thickness of the carrier-transport control layer, either or both of the hole-transport layer and the 
electron-transport layer emit light at high luminance and high efficiency. Therefore, by adding materials whose spectrum 
differ from each other to the respective layers, respectively, even a single device can emit more than two lights whose 
spectrums differ from one another, resulting in the multi-color displays and white light emission or the like due to the 
10 three primary colors of R, G and B. 

As previously mentioned, the s-TAZ layer hardly presents the alternation in surface roughness with time and is 
excellent in heat stability, and therefore, the lifetime of the device can be significantly prolonged. 

Thus, in accordance with the first to third organic electroluminescent devices of the present invention, it is possible 
to obtain light emissions being excellent in luminous efficiency, luminance and stability, particularly blue light emission, 
is which have been failed to obtain at high luminous efficiency. It is also possible to emit, at high luminous efficiency, two 
or more light emissions whose spectrums are different from one another, the multi-color displays and white light emission 
due to the three primary colors, which have been failed to emit them at sufficient luminous efficiency and high luminance 
or have been unavailable. 

20 BRIEF DESCRIPTION OF THE DRAWINGS 

Fig. 1(a) is a sectional view illustrating the device in which the electron-transport layer has the two-layer structure 
out of the first organic electroluminescent device of the present invention. 

Fig. 1(b) is a sectional view illustrating the device in which the electron-transport layer has the single-layer structure 
25 out of the first organic electroluminescent device of the present invention. 

Fig. 2(a) is a sectional view illustrating a suitable embodiment of the device having the three-layer structure out of 
the second organic electroluminescent device of the present invention. 

Fig. 2(b) is a sectional view illustrating one embodiment of the third organic electroluminescent device of the present 
invention. 

30 Figs. 3(a) to 3(c) are schematic diagrams illustrating the principle of the light emission of the device wherein the 
thickness of the s-TAZ layer as a carrier-transport control layer is sufficiently large, out of the third organic electrolumi- 
nescent device having the three-layer structure. 

Figs. 4(a) to 4(c) are schematic diagrams illustrating the principle of the light emission of the device wherein the 
thickness of the s-TAZ layer as a carrier-transport control layer is sufficiently small. 

35 Figs. 5(a) to 5(c) are schematic diagrams illustrating the principle of the light emission of the device wherein the 
thickness of the s-TAZ layer as a carrier-transport control layer is intermediate between those of Figs. 3 and 4. 

Figs. 6(a) to 6(c) are schematic diagrams illustrating the principle of the light emission of the device having the two- 
layer structure wherein the TAZ layer is not interposed between the TPD layer (hole-transport layer) and the Alq layer 
(electron-transport layer). 

40 Fig. 7 is a graph illustrating the result of the surface condition of each deposited layer, measured immediately after 
each layer is allowed to stand in atmosphere, in order to evaluate the heat stability of the s-TAZ and the TAZ 0. 

Fig. 8 is a graph illustrating the result of the surface condition of each deposited layer, measured after 24 hours from 
the standing in atmosphere. 

Fig. 9 is a graph illustrating the result of the surface condition of each deposited layer, measured after 48 hours from 
45 the standing in atmosphere. 

Fig. 10 is a graph illustrating the result of the surface condition of each deposited layer, measured after 96 hours 
from the standing in atmosphere. 

Fig. 11 is a graph illustrating the result of the surface condition of each deposited layer, measured after 168 hours 
from the standing in atmosphere. 
so Fig. 12 is a graph illustrating the result of the surface condition of each deposited layer, measured after 384 hours 
from the standing in atmosphere. 

Fig. 13 is a graph illustrating the result of the surface condition of each deposited layer, measured after 552 hours 
from the standing in atmosphere, in atmosphere. 

Fig. 14 is a graph illustrating the measurement results of the emission spectrum of the organic electroluminescent 
55 device prepared in Example 1 . 

Fig. 1 5 is a graph illustrating the measurement results of the emission spectrum of the organic electroluminescent 
device prepared in Example 3. 

Fig. 16 is a graph illustrating the measurement results of the emission spectrum of the organic electroluminescent 
device prepared in Example 5. 
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Fig. 17 is a graph illustrating the measurement results of the emission spectrum of the organic electroluminescent 
device prepared in Example 7. 

PREFERRED EMBODIMENTS OF THE INVENTION 

The following will describe the first organic electroluminescent device. In this device, the hole-transport luminescent 
layer in which at least one sort of dye is molecularly dispersed in a disperse medium, is composed only by the layer of 
the s-TAZ of the general formula (1), or is combined with the electron-transport layer comprising the layer of the s-TAZ 
and the layer of the tris(8-quinolinolato)aluminum (III) complex. 

For the disperse medium used in the hole-transport luminescent layer, there can be employed a variety of the known 
low-molecular weight compounds and the known polymers, which may have carrier-transport property or not. When 
using the disperse medium having no carrier-transport property, it is required to molecularly disperse a hole-transport 
material having lower molecular weight that provides hole-transport property, together with a dye. 

Suitable disperse mediums are polymers capable of raising the heat resistance of the hole-transport luminescent 
layer and are excellent in adherence to a substrate, such as ITO glasses and ITO films, as previously described. 

Examples of the disperse mediums having carrier-transport property include poly(phenylene vinylene) and its deriv- 
ative, polyalkylthiophene, poly(N-vinylcarbazole), poly(methylphenylsilane), and polymers having triphenylamine as a 
side-chain or a main-chain. The most preferred is the poly(N-vinylcarbazole) (hereinafter referred to as "PVK") of the 
formula: 



-(CH 2 -CH) n - 




wherein n is polymerization degree, because its carrier-transporting property is stable. The polymerization degree n of 
the PVK is not specifically limited, but preferably about 20 to 5000. If it is less than 20, the heat resistance and the 
adhesion tend to be insufficient. On the other hand, if it exceeds 5000, the layer formation by solution coating might be 
difficult. 

Examples of the disperse mediums having no carrier-transport property include a variety of polymers excellent in 
optical property, such as poly(methyl methacrylate). polycarbonate and polystyrene. 

For the dye to be molecularly dispersed in the disperse medium, there can be employed various dyes which can be 
excited by excitons to emit fluorescence (e.g. the aforesaid dyes for laser). Exemplified examples are cyanine dye, 
xanthene dye, oxazine dye, coumarin derivative, perylene derivative, acridine dye, acridone dye and quinoiine dye. 
Suitable compounds are a tetraphenylbutadiene (blue light emission, hereinafter referred to as TPB") of the formula: 
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a coumarine 6 (green light emission) of the formula: 



10 



H 5 C 2 - 



15 



a coumarine 7 of the formula: 



20 




(5) 



25 



30 



i 

C 2 H 5 




(6) 



a 4-dicyanomethylene-2-methyl-6-p-dimethylaminostyryl-4H-pyran (orange emission, hereinafter referred to as "DCM") 
35 of the formula: 



40 



NC^ XN 



45 




(7) 



50 



For white light emission, the combination of the TPB of the formula (4), the coumarine 6 of the formula (5) and 
the DCM of the formula (7) is appropriate. This combination allows the emission spectrum of the hole-transport lumi- 
55 nescent layer to extend over the whole visible region of the wave length ranging from 400 to 700 nm, resulting in a good 
white light emission. 

The proportion of the dye in the disperse medium is not specifically limited, but a preferable range can be set depend- 
ing upon the kinds of the disperse medium and the dye, the luminescence intensity, the color tone and the like. 
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When the disperse medium having no carrier-transport property is used, it is suitable to molecularly disperse a 
triphenylamine derivative as a lower molecular hole-transport material. The most preferred is an N.N'-diphenyl-N.N 1 - 
bis(3-methylphenyl)-1 ,1 '-biphenyl-4,4-diamine (hereinafter referred to as TPD") of the formula: 




(8) 



The hole-transport luminescent layer comprising the above respective components can be formed by solution 
coating. Specifically, a solution in which the layer materials such as the disperse medium and the dye are dissolved in 
a suitable solvent is applied on a substrate or another layer, followed by drying. 

Suitable electron-transport layers used in combination with the hole-transport luminescent layer are those having 
single-layer structure which comprises one or more sorts of the s-TAZ of the formula: 




wherein R 1 , R 2 , R3, R 4 and R 5 may be the same or different, each is hydrogen atom, alkyl, alkoxyl, aryl or aralkyl, and 
R1 , R2, R3 R4 and R 5 are not hydrogen atoms at the same time, and those having two-layer structure in which the above 
s-TAZ layer and the layer containing the tris(8-quinolinolato)aluminum (III) complex of the formula: 
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10 



15 




are laminated. 

20 Owing to the s-TAZ layer superior in electron-transport property and hole-blocking property, as described above, it 
is possible to efficiently carry out the combination of electrons and holes within the hole-transport luminescent layer, 
and to efficiently confine the excitons generated by the above combination into the electron-transport luminescent layer. 
This leads to further improvement in the luminous efficiency and the luminance of the hole-transport luminescent layer 
compared with conventional electron-transport materials such as the TAZ 0. 

25 In the general formula (1) for the s-TAZ, the substituted position and the substituted number are not particularly 
limited, but for the purpose of facility in syntheses, R 2 , R3 or R 4 is preferable for R 1 or R 5 , which may be mono-, di- or 
trisubstituted. For the cases where the substituerrt is small, such as a lower alkyl, may be substituted at any of R 1 , R 2 , 
R3, R4 and R 5 , and the number of substituted group may be anyone of 1 to 5. 

A suitable value for R 1 , R 2 , R3, R 4 or R 5 when it is alkyl is, for example, alkyl having 1 to 10 carbon atoms, such as 

30 methyl, ethyl, normal propyl, isopropyl, normal butyl, isobutyl, tertiary butyl, pentyl and hexyl. The most preferred are 
methyl and ethyl. 

A suitable value for R1 , R 2 R3, R 4 or R5 when it is alkoxy is, for example, alkoxy having 1 to 10 carbon atoms, such 
as methoxy, ethoxy, normal propoxy, isopropoxy, normal butoxy, isobutoxy, tertiary butoxy, pentyloxy and hexyloxy. The 
most preferred are methoxy and ethoxy. 
35 A suitable value for R 1 , R 2 , R3, R 4 or R 5 when it is aryl is, for example, phenyl, tolyl, xylyl, biphenyl, o-ter-phenyl, 
naphthyl, anthryl and phenanthryl. 

A suitable value for R 1 , R 2 , R3 R 4 or R5 when it is aralkyl is, for example, benzyl, a-phenethyl, p-phenethyl, 3- 
phenylpropyl, benzhydryl and trithyt. 

Exemplified examples of the s-TAZ include a 3-(4-biphenylyl)-4-(4-ethylphenyl)-5-(4-tert-butylphenyl)-1 ,2,4-triazole 
40 (hereinafter referred to as "S-TAZ1 ) of the formula: 



45 



50 




55 

and 3-(4-biphenylyl)-4-(3-ethylphenyl)-5-(4-tert-buthylphenyl)-1 ,2,4-triazole (hereinafter referred to as n s-TAZ2) of the 
formula: 
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The thickness of the s-TAZ layer is not specifically limited, but if it is too thin, the hole-blocking property becomes 
insufficient Therefore a certain thickness is required. 

Suitable thickness range of the s-TAZ layers is not specifically limited. The deposited layer of the TAZ 0 of the 
20 aforesaid formula (2) preferably has the thickness range from 100 to 200 A or more, in order to retain sufficient hole- 
blocking property. 

On the other hand, the layer containing the s-TAZ has superior hole-blocking property, permitting the lower thickness 
range. For example, the deposited layer of the s-TAZ preferably has the thickness range from 100 to 150 A or more, in 
order to retain sufficient hole-blocking property. Although its upper limit is not specifically limited, if it is too thick, the 
25 electron-transport property decreases. Therefore the thickness of not more than 1 000 A is appropriate. 

The combination of the s-TAZ layer and the Alq layer of the formula (9) enables to improve the electron injection 
property to the hole-transport luminescent layer, obtaining the device having high luminous efficiency and high lumi- 
nance. 

The thickness of the AJq layer is not specifically limited, but preferably ranges from 100 to 1000A, in terms of the 
30 electron injection property and the electron-transport property to the hole-transport luminescent layer. When the Alq 
layer is laminated, the thickness of the s-TAZ layer may be below 100A because the Alq layer complements the hole- 
blocking property of the s-TAZ layer. Although the total thickness of both layers is not specifically limited, preferably 
ranges from about 200 to 1500 A. If it is below 200 A, the hole-blocking property tends to be insufficient. On the other 
hand, if it exceeds 1500A, the electron-transport property tends to decrease. 
35 The s-TAZ layer may be prepared from one or more sorts of the s-TAZ, or be prepared by dispersing one or more 
sorts of the s-TAZ in a suitable binder. The Alq layer may be prepared by the Alq alone, or be prepared by dispersing 
the Alq in a suitable binder. Both layers may contain other materials such as various additives which do not inhibit the 
function of the electron-transport material (the s-TAZ, the Alq). 

The s-TAZ layer and the Alq layer can be formed by gas phase deposition such as vacuum deposition, or the aforesaid 
40 solution coating. 

The order in which the respective layers of the first device are laminated is not specifically limited. 

However, when the polymer is used as a disperse medium in the hole-transport luminescent layer, if considered 
that the polymer is excellent in adhesion to a substrate, such as the ITO glass and the ITO film, and is formed exclusively 
by solution coating as previously described, it is preferable to laminate the hole-transport luminescent layer 1 and the 
45 electron-transport layer 2 in this order, on the anode 40 composed of a transparent conductive material such as ITO 
(indium-tin-oxide) being formed on the glass substrate 4, as shown in Figs. 1(a) and 1(b). 

The electron-transport layer 2 of Fig. 1(a) has the two-layer structure wherein the two layers of the s-TAZ layer 21 
and the Alq layer 22 are laminated in this order, on the hole-transport luminescent layer 1 . The electron-transport layer 
2 of Fig. 1(b) has the single layer structure having the s-TAZ layer alone. 
50 In Figs. 1 (a) and 1 (b), the reference numerals 5 and B denote a cathode of metal deposited layer using Mg/Ag etc. 
and the power source for applying a drive voltage to the device, respectively. 

The followings will describe the second organic electrolumin escent device having the layer of the s-TAZ of the general 
formula (1). 

The above s-TAZ layer contains at least one or more sorts of the s-TAZ. This layer may contain one or more sorts 
55 of the s-TAZ alone or may be prepared by dispersing one or more sorts of the s-TAZ into a suitable binder. Also, this 
layer may contain other ingredients such as additives, which do not affect the function of the s-TAZ. 

The s-TAZ layer and the Alq layer can be formed by the aforesaid gas phase deposition such as vacuum deposition, 
or the aforesaid solution coating. 
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The thickness of the s-TAZ layer is not specifically limited, but preferably has a certain thickness because if it is too 
thin, the hole-blocking property becomes insufficient. 

Suitable thickness range of the s-TAZ layer is not specifically limited. For example, the deposited layer of the s-TAZ 
preferably has the thickness range from about 100 to 150A or more, in order to retain sufficient hole-blocking property. 
5 Its upper limit is not specifically limited, however, since too large thickness decrease the electron-transport property, it 
is preferably not more than 1000 A. 

In the second organic electroluminescent device, the s-TAZ layer is essential, whereas other structural requirements 
are not specifically limited. Therefore, this device may have the conventional single-layer structure and the multi-layer 
structure. That is, any structure is applicable to this device. 
w When the second device has the multi-layer structure, materials constituting other layers than the s-TAZ layer can 
be selected from a variety of known materials for the respective layers. The thickness of each layer is not specifically 
limited. The respective layers can be formed by the aforesaid deposition or solution coating like in the s-TAZ layer, and 
they may be contain other ingredients such as resin binders and various additives, which do not affect the function of 
each layer. 

15 In the second device, the s-TAZ layer exhibits superior electron-transport property and hole-blocking property as 
described above. Thus the combination of the s-TAZ layer and the hole-transport luminescent layer for blue light emission 
whose hole-transport property is high, can realize blue light emission having high luminance, which have been difficult 
to put into practical application. Additionally, as described above, the s-TAZ layer hardly presents the alternation in 
surface roughness with time and is excellent in heat stability, enabling to further prolong the lifetime of the device. 

20 The layer of the P VK of the formula (3) is most suitable for the hole-transport luminescent layer for blue light. The 
high mobility of the PVK layer facilitates the movement of holes toward a cathode, thus failing to emit light. However, the 
blue light emission can be obtained by combing the PVK layer with the s-TAZ layer which effectively confine the excitons 
and has high hole-blocking property. 

Further, the PVK performs the function of the hole-transport material as seen from its molecular structure, and also 

25 has heat resistance superior to the conventional hole-transport materials (e.g., the aforesaid low-molecular aromatic 
tertiary amine compounds), which results from being polymer. Accordingly, it is possible to form the hole-transport lumi- 
nescent layer for blue light emission which hardly causes the deterioration and the crystallization during the storage or 
due to heat generated by the device emitting light. 

Moreover, the PVK layer is excellent in adhesion to a substrate, such as ITO glass and ITO film. 

30 Hence, the combination of the PVK layer being the hole-transport luminescent layer and the s-TAZ layer realizes 
an organic electroluminescent device for blue light emission for practical application, which is excellent in luminous 
efficiency, luminance and stability. 

The polymerization degree n of the PVK is not specifically limited, but preferably ranges from about 20 to 5000. If 
it is below 20, the heat resistance and the adhesion tend to be insufficient. On the other hand, if it exceeds 5000, the 

35 layer formation by solution coating might be difficult. 

The device having the s-TAZ layer and the PVK layer (hole-transport luminescent layer), combined with the Alq layer 
(electron-transport layer), results in more suitable embodiment. In this three-layer structure device, the Alq layer promotes 
the injection of electrons into the hole-transport luminescent layer to obtain blue light emission having higher luminance 
and higher efficiency. 

40 The layer structure of the three-layer device is not specifically limited. But if consideration is given to the fact that 
the PVK layer is excellent in adhesion to a substrate, such as ITO glass and ITO film, and is formed exclusively by 
solution coating, more preferred is one in which the three layers comprising the hole-transport luminescent layer (the 
PVK layer) 1 , the s-TAZ layer 20 and the electron-transport layer (the Alq layer) 3 are laminated in this order, on the 
anode 40 of a transparent conductive material such as ITO (indium-tin-oxide) being formed on the glass substrate 4, as 

45 shown in Fig. 2(a) in which the reference numerals 5 and B have the same meanings as in the previous figures. 

The thickness of the PVK layer 1 and the Alq layer 3 is not specifically limited, but most suitable range can be set 
depending upon the kind and the thickness of the s-TAZ used in combination. 

Since the PVK is polymer, the PVK layer 1 is generally formed by solution coating. That is, a solution in which 
material containing the PVK is dissolved in a suitable solvent, is applied to a substrate or another layer and dried. 

so The Alq layer 3 is merely required to contain at least the Alq. Therefore, it may contain the Alq alone or may be 
prepared by dispersing the Alq in a suitable binder. The Alq layer 3 can be formed by solution coating or vacuum dep- 
osition. 

The PVK layer 1 and the Alq layer 3 may contain other ingredients such as various additives, which do not inhibit 
the functions of the PVK and the Alq. 
55 The followings will describe the third organic electroluminescent device having the three-layer structure wherein a 
carrier-transport control layer containing the s-TAZ of the general formula (1) is interposed between the hole-transport 
layer and the electron-transport layer. 

This device is, for example, prepared by laminating the three layers comprising the hole-transport layer 10, the 
carrier-transport control layer 23 and the electron-transport layer 3 in this order or in the reverse order, on the anode 40 
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of a transparent conductive material such as ITO (indium-tin-oxide) being formed on the glass substrate 4, as shown in 
Fig. 2(b). It is essential that the layer 23 is interposed between the layers 10 and 3. In Fig. 2(b). reference numerals 5 
and B have the same meanings as in the previous figures. 

The carrier-transport control layer 23 contains at least one sort of the s-TAZ, and may be composed of at least one 
sort of the s-TAZ alone or may be prepared by dispersing at least one sort of the s-TAZ into a suitable resin. The layer 
23 can be formed by aforesaid deposition or solution coating, and can contain other ingredients such as additives, which 
do not affect the function of the s-TAZ. 

The carrier-transport control layer 23 functions such that either or both of the hole-transport layer 1 0 and/or electron- 
transport layer 3 emit(s) light at high luminance and high efficiency by selecting the material and the thickness of the 
layer 23, as previously described. 

The function of the carrier-transport control layer 23 will be described through an example using a deposited layer 
of the s-TAZ (the s-TAZ layer) as a carrier-transport control layer, a deposited layer of the TPD (the TPD layer) as a hole- 
transport layer of the formula (8) and a deposited layer of the Alq of the formula (9) (the Alq layer) as an electron-transport 
luminescence layer. 

In general, the carrier injection into an organic insulating layer is restricted by space charge. The amount of the 
electric current is proportional to the mobility of the carrier and the square of the electric field strength, and is inversely 
proportional to the cubic of the thickness of the organic insulating layer. That is, as the electric field strength and the 
mobility increase, the carrier injection is accelerated. As the thickness increases, the carrier injection are restricted. 

In the device having the two-layer structure comprising the TPD layer 10 and the Alq layer 3 (corresponding to the 
device of Tang et al.) as shown in Fig. 6, when a bias voltage is applied between the anode 40 and the cathode 5, holes 
are firstly injected into the TPD layer 10 and blocked on the TPD/AIq interface to form space charge (Fig. 6(a)). 

At this time, the electric field strength applied on the Alq layer 3 becomes larger than the apparent electric field 
strength applied between the electrodes 40, 5 due to the space charge on the TPD/AIq interface, thereby initiating the 
injection of electrons into the Alq layer 3 (Fig. 6(b)). 

Then, excitons are generated by the combination of the holes and the electrons in the Alq layer 3 in the vicinity of 
the TPD/AIq interface (Fig. 6(c)), and then the Alq is excited to emit light. 

When the s-TAZ layer is interposed between the TPD layer 10 and Alq layer 3, the order in which the holes and the 
electrons are injected are the same. When the thickness of the s-TAZ layer 23 is sufficiently large (e.g., about 150A or 
more) as shown in Fig. 3, the s-TAZ layer 23 exhibits excellent hole-blocking property as described above, so that the 
holes injected by the application of the bias voltage are blocked on the TPD/s-TAZ interface (Fig. 3(a)). 

The electrons injected into the Alq layer 3 by the formation of the space charge due to the holes are transported to 
the TPD/s-TAZ interface (Fig. 3(b)) because the s-TAZ layer 23 is excellent in electron-transport property, and excitons 
are generated by the combination of the holes and the electrons (Fig. 3(c)) and the TPD whose excitation energy level 
is lower than that of the s-TAZ, is exerted by the excitons thus generated to emit light. 

On the other hand, when the thickness of the s-TAZ layer 23 is sufficiently small (for example, about 50A or less), 
as shown in Fig. 4, the holes which is injected into the TPD layer 10 by applying the bias voltage between the electrodes 
40, 5, pass through the s-TAZ layer 23 and are blocked on the s-TAZ/Alq interface to form space charge (Fig. 4(a)). The 
reason why the holes pass through the s-TAZ layer 23 is that the injection amount of the carriers (the holes in this case) 
is inversely proportional to the cubic of the thickness of the s-TAZ layer 23 being organic insulating layer. 

Then, electrons are injected into the Alq layer 3 by the formation of the space charge due to the holes (Fig. 4(b)), 
and excitons are generated by the combination of the holes and the electrons on the s-TAZ/Alq interface (Fig. 4(c)), and 
then the Alq whose excitation energy level is lower than that of the s-TAZ is excited by the excitons to emit light. 

When the thickness of the s-TAZ layer 23 is intermediate of the above ranges (approx. from about 50 to about 150A), 
some of the holes which are injected into the TPD layer 10 by applying the bias voltage between the electrodes 40, 5, 
are blocked on the TPD/s-TAZ interface, and the rest pass through the s-TAS layer 23 and are blocked on the s-TAZ/Alq 
interface (Fig. 5(a)). 

And, when electrons are injected into the Alq layer 3 by the formation of the space charge due to the holes (Fig. 
5(b)), excitons are generated by the combination of the holes and the electrons on both TPD/s-TAZ and s-TAZ/Alq 
interfaces (Fig. 5(c)), and then, the TPD and the Alq whose excitation energy levels are lower than that of the s-TAZ are 
excited by the excitons to emit light. 

The reason why the injected holes are divided into the two types is that the injection amount of the holes is inversely 
proportional to the cubic of the thickness of the s-TAZ layer 23, as described above. 

Since the s-TAZ layer 23 of the device in Fig. 5 allows both of the holes and the electrons to pass through, there is 
the possibility that the both may combine again in the s-TAZ layer 23. The s-TAZ, however, has a peak light emission in 
short wave length region of not more than 4000 nm. Therefore, even if the s-TAZ is excited by the excitons generated 
by the above combination, the excitation energy is transported to either or both of the TPD layer or/and the Alq layer 
whose peak light emissions are located in longer wave length region than that of the s-TAZ layer. Consequently, the s- 
TAZ layer 23 itself emits no light. 
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As can be evident from the above description, the function of the s-TAZ layer can be changed by adjusting its 
thickness within the above range, in the combination of the TPD layer 1 0, the s-TAZ layer 23 and the Alq layer 3. However, 
the correlation between the function of the carrier-transport control layer 23 and its thickness is not necessarily corre- 
spond with the above examples. The thickness range of the layer 23 having the specific function varies depending upon 
5 factors such as, material constituting the respective layers, the layer's structure (which is the deposited layer or the binder 
dispersed layer). 

As seen from the description as to Figs. 3 to 5, it is possible to change the ratio of the luminescent intensity of the 
hole-transport layer 10 and the electron-transport layer 3 by adjusting the thickness of the carrier-transport control layer 
23 because the hole injection amount is inversely proportional to the cubic of the thickness. 

10 Accordingly, the combination of the hole-transport layer 10 and the electron-transport layer 3 having mutually dif- 
ferent spectrums as in the combination of the TPD layer and the Alq layer, permits the fine adjustment of the color tone 
of the overall luminescent color in which both layers' luminescent colors are being mixed, by suitably selecting the thick- 
ness of the carrier-transport control layer 23. 

In the third device, it is essential to have the three layers comprising the hole-transport layer 1 0, the carrier-transport 

15 control layer 23 and the electron-transport layer 3. No other structural requirements are imposed thereon. Every layer 
can be formed by solution coating or vacuum deposition. 

FIELD OF INDUSTRIAL APPLICABILITY 

20 As described above, in the first organic electroluminescent device, the hole-transport luminescent layer in which at 
least one sort of dye is molecularly dispersed in the disperse medium is combined with the electron-transport layer 
containing the s-TAZ of the general formula (1), which is excellent in electron-transport property and hole-blocking prop- 
erty. Thus the first device enables to improve the injection efficiency of carriers (particularly electrons) into the hole- 
transport luminescent layer, and the combination of holes and electrons within the hole-transport luminescent layer, 

25 compared with the conventional single-layer devices, so that the excitons can be efficiently confined into the hole-trans- 
port luminescent layer, enabling the hole-transport luminescent layer to emit light at high efficiency and high luminance. 

In preparing the hole-transport luminescent layer, the dye is readily dispersed in the disperse medium by adjusting 
the solution, permitting the disperse of plural dyes at the same time. Therefore, the first device can realize pure multi- 
color displays, white light emission, natural light emission and the like due to three primary colors of R, G and B, depend- 

30 ing upon the kind and the combination of dyes. 

Since the s-TAZ resists its aggregation and its crystallization, a thin layer containing the s-TAZ presents little change 
in surface roughness with time and is excellent in heat stability, enabling to significantly prolong the lifetime of the device. 

When the polymer is used as a disperse medium constituting the hole-transport luminescent layer, there are the 
following advantages: the heat stability of the hole-transport luminescent layer is improved and, since the polymer is 

35 excellent in adhesion to a substrate (e.g., ITO glasses and ITO films), the materials of the device is prevented from being 
deteriorated, aggregated and crystallized which are caused by heat generated by the device emitting light, so that the 
lifetime of the device is further prolonged. 

In the second organic electroluminescent device, the s-TAZ layer which is particularly excellent in hole-blocking 
property, functions in improving the combination between electrons and holes, so that the excitons generated by the 

40 above combination can be more efficiently confined within the luminescent layer, compared with the conventional known 
devices. In addition, due to the s-TAZ having superior stability, the lifetime of the device can be significantly prolonged. 
Therefore, the second device presents high luminous efficiency, high luminance and high stability. 

Further in accordance with the second device, it is possible to obtain blue light emission having high luminance 
which has been difficult to put into practical applications, by combining the s-TAZ excellent in hole-blocking property and 

45 the luminescent layer poor in luminous efficiency. Particularly the combination of the PVK layer which is capable of 
emitting blue light and is polymer, and the s-TAZ layer realizes an organic electroluminescent device for blue light emission 
which has still higher efficiency and luminance and is excellent in stability. The incorporation of the Alq layer into the 
above combination can further increase the efficiency, the luminance and the stability. 

In the third organic electroluminescent device, the carrier-transport control layer containing the s-TAZ is interposed 

so between the hole-transport layer and the electron-transport layer. Therefore, due to the effect that the carrier-transport 
control layer confines excitons, it is possible to allow either of the hole-transport layer and the electron-transport layer 
to emit light at high luminance and high efficiency as a luminescent layer. This enables to improve the luminous efficiency, 
the luminance and the stability resulting from the luminance, and to raise the luminous efficiency for blue light emission 
to the practical level. In addition, due to the s-TAZ having superior stability, the lifetime of the device can be significantly 

55 increased. 

Moreover, by adjusting the thickness of the s-TAZ layer, either or both of the hole-transport layer and the electron- 
transport layer are allowed to emit light at high luminance and high efficiency. Therefore, by adding materials having 
different emission spectrums to the hole-transport layer and the electron-transport layer, respectively, even a single 
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device can emit light having two or more emission spectrums, and can obtain the multi-color displays and white light 
emission, as described above. 

Accordingly, the three types of the organic electroluminescent devices as described can be driven at low voltage, 
and are useful for producing large-area luminescent devices having flexibility because they are composed of organic 
material. Thus there are a great applicability in the fields of indications, illuminations and displays. 

EXAMPLES 

The invention will be better understood by the following Examples and Comparative Example which show by way 
of example. 

Evaluation of stability for s-TAZ 

The s-TAZ 1 of the formula (1a) and the S-TAZ2 of the formula (1 b) which belong to the s-TAZ of the general formula 
(1), and TAZ 0 of the formula (2) are separately deposited on an ITO (indium-tin-oxide) coated glass substrate (the ITO 
thickness ranges from 1 500 to 1 600 A, available from Asahi Glass Co. , Ltd.) by vacuum deposition to form a layer having 
the thickness of 1000A. The deposition conditions were: 

Vacuum pressure: 1 to 2 x 10" 5 Torr; 

Temperature of the substrate: Room temperature; and 

Deposition rate: 2 to 4A/sec. 

Each specimen was allowed to stand in atmosphere at room temperature. The surface of each layer of specimen 
is measured using a surface roughness tester at certain intervals to evaluate the smoothness. Figs. 7 to 13 show the 
results of just after the standing, 24 hours, 48 hours, 96 hours, 168 hours, 384 hours and 552 hours since the specimen 
is allowed to stand, respectively. In each figure, the upper, the middle and the bottom graphs indicate the results of the 
TAZ 0, the s-TAZ 1 and the S-TAZ2 layers, respectively. 

The results show the following matters: 

(i) New unevenness occurred on the surface of the TAZ 0 layer after an elapse of 48 hours after the standing and 
the aggregation, and the crystallization of the TAZ 0 observed; 

(ii) The S-TAZ1 layer presented no new unevenness even after 552 hours; and 

(iii) The S-TAZ2 layer presented no new unevenness until an elapse of 384 hours. 

From these, it was confirmed that the s-TAZ 1 layer and the S-TAZ2 layer have smoothness and stability superior to 
those of the TAZ 0 layer, significantly prolonging the lifetime of the specimen. 

Example 1 

The PVK of the formula (3), 5 molar % (for the PVK) of the TPB of the formula (4), 0.3 molar % (for the PVK) of 
coumarine 6 of the formula (5) and 0.3 molar % (for the PVK) of the DCM of the formula (7) were dissolved in dichlo- 
romethane to prepare a coating solution. The coating solution was applied on an ITO (indium-tin-oxide) coated glass 
substrate having the sheet resistance of 15£2/a (the ITO thickness: 1500 to 1600A, available from Asahi Glass Co., Ltd.) 
by dip coating, followed by drying to form a hole-transport luminescent layer. 

Then, on the hole-transport luminescent layer, the S-TRZ1 of the formula (1a) and the Alq of the formula (9) as 
electron-transport materials were deposited in this order by vacuum deposition to form an electron-transport layer having 
the two-layer structure as shown in Fig. 1 (a). The luminescent region was the square being 0.5 cm in side. The deposition 
conditions for the s-TAZ layer and the Alq layer were as follows: 

Vacuum pressure: 1 to 2 x 10~ 5 Torr; 

Temperature of the substrate: Room temperature; and 

Deposition rate: 2 to 4A/sec. 
The thickness of each layer was: 

The hole-transport luminescent layer: 400 to 500A; 

The s-TAZ layer: 200A; and 

The Alq layer: 300 A. 

Then, on the Alq layer, magnesium and silver were deposited together to form an Mg/Ag electrode layer having the 
thickness of 2000A [Mg/Ag = 10/1 (molar ratio)], on which silver was deposited singly to form a protective layer having 
the thickness of 1000 A, thus obtaining an organic electroluminescent device having the layer structure shown in Fig. 
1 (a). The deposition rate for the electrode layer and that of the protective layer were 1 1 A/sec. and 1 0 A/sec. , respectively. 

The ITO layer and the Mg/Ag electrode layer thus prepared were employed as an anode and a cathode, respectively, 
and a bias voltage was applied between the anode and the cathode in atmosphere at room temperature to allow the 
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luminescent layer to emit light. Its luminance was measured using a luminance meter (Model No. LS-100, available from 
Minolta Co., Ltd.). There was observed white light emission having the luminance of 3352 cd/m 2 at the drive voltage of 
16 V and the current density of 250 mA/cm 2 . 

The white light emission was measured at room temperature using a fluorescencephotometer (Model No. F4010, 
s available from Hitachi Co., Ltd.). There was obtained an emission spectrum that extended over the visible region having 
the wave length ranging from 400 to 700 nm ( as shown in Fig. 14. 

Even when the device was preserved at room temperature for several days, its appearance remained unchanged 
and its luminance was virtually invariant. 

Further, this device was allowed to continuously emit light at the initial luminance of 100 cd/m2 at room temperature 
10 under inert gas atmosphere, the emission continued for not less than one month. 

Comparative Example 1 

The procedure of Example 1 was repeated except that the TAZ 0 of the formula (2) was used as an electron-transport 
is material in place of the s-TAZl , to obtain an organic electroluminescent device. This device was allowed to continuously 
emit light at the initial luminance of 100 cd/m 2 at room temperature under inert gas atmosphere. The duration of the 
emission was 10 hours. 

Example 2 

20 

The procedure of Example 1 was repeated except that the coating solution was prepared by dissolving the PVK 
and 5 molar % (for the PVK) of the TPB in dichloromethane, to obtain an organic electroluminescent device, and its 
characteristics were examined. 

There was observed blue light emission having the luminance of 1500 cd/m2 at the drive voltage of 16 V and the 
25 current density of 220 mA/cm2. 

The blue light emission was measured using the aforesaid fluorescencephotometer to obtain an emission spectrum 
having a peak at the wave length of 450 nm, as shown in Fig. 15. Thus it was confirmed that the blue light emission 
originated from the TPB. 

Even when this device was preserved at room temperature for several days, its appearance remained unchanged 
30 and its luminance was virtually invariant. 

Further, this device was allowed to continuously emit light at the initial luminance 100 cd/m2 at room temperature 
under inert gas atmosphere, the emission continued for not less than one month. 

Comparative Example 2 

35 

The procedure of Example 2 was repeated except that the TAZ 0 was used as an electron-transport material in 
place of the s-TAZI , to obtain an organic electroluminescent device. This device was allowed to continuously emit light 
at the initial luminance of 1 00 cd/m? at room temperature under inert gas atmosphere. The duration of the emission was 
14 hours. 

40 

Example 3 

The procedure of Example 1 was repeated except that the coating solution was prepared by dissolving the PVK 
and 1 molar % (for the PVK) of the coumarine 6 in dichloromethane, to obtain an organic electroluminescent device, 
45 and its characteristics were examined. 

There was observed green fight emission having the luminance of 2200 cd/m 2 at the drive voltage of 16 V and the 
current density of 340 mA/cm 2 . 

The green light emission was measured using the aforesaid fluorescencephotometer to obtain an emission spectrum 
having a peak at the wave length of 51 0 nm, as shown in Fig. 1 6. It was confirmed that the green light emission originated 
so from the coumarine 6. 

Even when this device was preserved at room temperature for several days, its appearance remained unchanged 
and its luminance was virtually invariant. 

Further, this device was allowed to emit light at the initial luminance 1 00 cd/m 2 at room temperature under inert gas 
atmosphere, the emission continued for not less than one month. 

55 

Comparative Example 3 

The procedure of Example 3 was repeated except that the TAZ 0 was used as an electron-transport material in 
place of the s-TAZI , to obtain an organic electroluminescent device. This device was allowed to continuously emit light 
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the initial luminance of 100 cd/m 2 at room temperature under inert gas atmosphere. The duration of the emission was 
15 hours. 

Example 4 

5 

The procedure of Example 1 was repeated except that the coating solution was prepared by dissolving the PVK 
and 0.1 molar % (for the PVK) of the DCM in dichloromethane, to obtain an organic electroluminescent device, and its 
characteristics were examined. 

There was observed white light emission having the luminance of 1 100 cd/m2 at the drive voltage of 16 V and the 
w current density of 21 0 mA/cm 2 . 

The white light emission was measured using the aforesaid f luorescencephotometer, and it was confirmed that the 
white light emission was composed of the light emission of the PVK having the wave length of 410 nm and that of the 
DCM having the wave length of 550 nm, as shown in Fig. 1 7. 

Separately, another organic electroluminescent device was obtained in the same manner as described except that 
15 the DCM concentration for the PVK was changed to 2 molar %, and its characteristics were examined. 

It was confirmed that the peak value at the wave length of 550 nm became larger than that of 41 0 nm, resulting in 
orange light emission. 

Even when these devices were preserved at room temperature for several days, each appearance remained 
unchanged and each luminance was virtually invariant. 
20 Further, these device were allowed to continuously emit light at the initial luminance 1 00 cd/m 2 at room temperature 
under inert gas atmosphere, the emission of each device continued for not less than one month. 

Comparative Example 4 

25 The procedure of Example 4 was repeated except that the TAZ 0 was used as an electron-transport material in 
place of the S-TAZ1 , to obtain an organic electroluminescent device. This device was allowed to continuously emit light 
at the initial luminance of 1 00 cd/m2 at room temperature under inert gas atmosphere. The duration of the emission was 
8 hours. 

30 Example 5 

On an ITO (indium-tin-oxide) coated glass substrate having the sheet resistance of 1 5 Q/a (the ITO thickness: 1500 
to 1600A, available from Asahi Glass Co., Ltd.), a layer of the PVK of the formula (3) as a hole-transport luminescent 
material was formed by dip coating using dichloromethane as a solvent, on which the s-TAZI of the formula (1a) and 
35 the Alq of the formula (9) as an electron-transport material were deposited in this order by vacuum deposition. The 
luminescent region was represented by the square being 0.5 cm in side. The deposition conditions was same as in 
Example 1. 

The thickness of each layer was: 

The PVK layer (the hole-transport layer): 400 A; 
40 The s-TAZ layer: 200A, and 

The Alq layer (the electron-transport layer): 300A. 
Then, on the Alq layer, magnesium and silver were deposited together to form an Mg/Ag electrode layer having the 
thickness of 2000 A [Mg/Ag = 10/1 (molar ratio)], on which silver was deposited singly to form a protective layer having 
the thickness of 1000 A, thus obtaining an organic electroluminescent device having the layer structure shown in Fig. 
45 2(a). The deposition rate for the electrode layer and the protective layer were same as in Example 1 . 

The ITO film and the Mg/Ag electrode layer thus prepared were used as an anode and a cathode, respectively, and 
a bias voltage was applied between the anode and the cathode in atmosphere at room temperature to allow the lumi- 
nescent layer to emit light. Its luminance was measured using the aforesaid luminance meter. The light emission was 
started at 4 V and there was observed blue light emission having the luminance of 1500 cd/m 2 at the drive voltage of 
so 15 V (270 mA/cm 2 ). Referring that the luminance for the blue region of CRT is about 20 to 30 cd/m 2 , it was confirmed 
that the above blue light emission was of extremely high luminance. 

The blue light emission was measured using the aforesaid f luorescencephotometer to obtain an emission spectrum 
having a peak at the wave length of 410 nm. This showed that the blue light emission originated from the PVK layer 
because the spectrum virtually corresponded to that of the PVK itself. 
55 When this device was allowed to continuously emit light at the initial luminance of 1 00 cd/m 2 under inert gas atmos- 
phere at room temperature, the emission continued for not less than one month. 
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Comparative Example 5 

The procedure of Example 5 was repeated except that the TAZ 0 was used in place of the S-TAZ1 , to obtain an 
organic electroluminescent device. This device was allowed to continuously emit light at the initial luminance of 100 
5 cd/m 2 under inert gas atmosphere at room temperature. The duration of the emission was 10 hours. 

Example 6 

The procedure of Example 5 was repeated except that the Alq layer was omitted, to obtain an organic electrolumi- 
10 nescent device. Its characteristics were examined and it was confirmed that although the voltage with which the light 
emission started was a little higher than that of Example 5, blue light emission whose luminance was as high as Example 

5. 

This device was allowed to continuously emit light at the initial luminance of 100 cd/m 2 under inert gas atmosphere 
at room temperature. The emission was continued not less than one month. 

15 

Comparative Example 6 

The procedure of Example 6 was repeated except that the TAZ 0 was used in place of the S-TA21 , to obtain an 
organic electroluminescent device. This device was allowed to continuously emit light at the initial luminance of 100 
20 cd/m 2 under inert gas atmosphere at room temperature. The duration of the emission was 1 hour. 

Example 7 

On an ITO (indium-tin-oxide) coated glass substrate having the sheet resistance of the maximum 15 Q/d (the ITO 
25 thickness: 1500 to 1600 A, available from Asahi Glass Co., Ltd.), the TPD, s-TAZ2 and the Alq were deposited in this 
order by vacuum deposition. The luminescent region was represented by the square being 0.5 cm in side. The deposition 
conditions was same as in Example 1 . 
The thickness of each layer was: 

The TPD layer (the hole-transport layer): 400A; 
30 The s-TAZ layer(the carrier transport control layer): 150A 

The Alq layer (the electron-transport layer): 450 A. 
Then, on the Alq layer, magnesium and silver were deposited together to form an Mg/Ag electrode layer having the 
thickness of 2000 A [Mg/Ag = 10/1 (molar ratio)], on which silver was deposited singly to form a protective layer having 
the thickness of 1000A, thus obtaining an organic electroluminescent device having the layer structure shown in Fig. 
35 2(b). The deposition rate for the electrode layer and the protective layer were same as in Example 1 . 

The ITO film and the Mg/Ag electrode layer thus prepared were used as an anode and a cathode, respectively, and 
the bias voltage was applied between the anode and the cathode in atmosphere at room temperature to allow the 
luminescent layer to emit light. Its luminance was measured using the aforesaid luminance meter to obtain blue light 
emission having the luminance of 6000 cd/m 2 at the maximum drive voltage of 15 V (200 mA/cm 2 ). 
40 The blue light emission was measured using the aforesaid f luorescencephotometer to obtain an emission spectrum 
having a peak at the wave length of 464 nm. This showed that the blue light emission originated from the TPD layer 
because the spectrum virtually corresponded to that of the deposited layer of the TPD alone. 

When this device was allowed to continuously emit light at the initial luminance of 100 cd/m 2 under inert gas atmos- 
phere at room temperature, the emission continued for not less than five days. 

45 

Examples 8-9 

The procedure of Example 7 was repeated except that a deposited layer of the s-TAZ 1 having the thickness of 50A 
(Example 8) or 1 00A (Example 9) was used as a carrier transport control layer in place of the s-TAZ layer, to obtain each 
so organic electroluminescent device. 

Comparative Example 7 

The procedure of Example 7 was repeated except that a deposited layer of the TAZ 0 having the thickness of 10oA 
55 was used as a carrier transport control layer in place of the s-TAZ layer, to obtain organic electroluminescent device. 

The emission spectrums of Example 8, 9 and Comparative Example 7 were measured in the same manner as in 
Example 7. The luminescent color of Example 8 or Comparative Example 7 was one in which the blue light emission 
originated from the TPD layer and the green light emission originated from the Alq layer were being mixed. On the other 
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hand, the luminescent color of Example 9 was blue originated from the TPD layer. This showed that the s-TAZ layer 
containing the s-TAZI had a higher hole-blocking property than the s-TAZ layer containing the TAZ 0. 

Claims 

1 . An organic electroluminescent device comprising: 

an electron transport layer which comprises a single layer of an 1 ,2,4-triazole derivative of the formula: 




wherein R» , R2, R3, R4 an d R5 may be the same or different, each is hydrogen atom, alkyl, alkoxyl, aryl or aralkyl, 
and R 1 , R 2 , R3, R 4 and R 5 are not hydrogen atoms at the same time, or comprises the layer of the 1 ,2,4-triazole 
derivative and a layer of a tris(8-quinolinolato)aluminum (111) complex; and 

a hole-transport luminescent layer in which at least one sort of dye is molecularly dispersed in a disperse 
medium. 

2. An organic electroluminescent device according to claim 1 , wherein the hole-transport luminescent layer is prepared 
by molecularly dispersing a dye into a disperse medium having carrier-transport property, or by molecularly dispers- 
ing a dye and a hole-transport material having low molecular-weight into a disperse medium having no carrier- 
transport property. 

3. An organic electroluminescent device according to claim 1 or 2, wherein the disperse medium is a polymer. 

4. An organic electroluminescent device according to claim 1 , wherein a plurality of dyes are dispersed into the hole- 
transport luminescent layer in order that an emission spectrum of the hole-transport luminescent layer extends over 
a visual region ranging from 400 to 700 nm. 

5. An organic electroluminescent device having at least a layer of a 1 ,2,4-triazole derivative of the formula (1). 

6. An organic electroluminescent device according to claim 5, said device having a layer of a poly-N-vinylcarbazole 
as a hole-transport luminescent layer. 

7. An organic electroluminescent device according to claim 5, said device having a layer of a tris(8-quinolinolato)alu- 
minum (III) as a hole-transport luminescent layer. 

8. An organic electroluminescent device comprising: 

a hole-transport layer; 

an electron-transport layer; and 

a carrier-transport control layer being interposed between the hole-transport layer and the electron-transport 
layer, the carrier-transport control layer being composed of a 1 ,2,4-triazole derivative of the general formula (1), 
transporting at least either of holes and electrons. 
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FIG. 2 (a) 
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FIG. 3 (a) 
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FIG. 3 (b) 




FIG. 3 (c) 
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FIG. 4 (a) 



FIG. 4 (b) 



FIG. 4 (c) 
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FIG. 5 (a) 
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FIG. 5 (b) 
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FIG. 6 (a) 
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FIG. 6 (b) 
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FIG. 7 
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FIG. 8 
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FIG. 9 
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FIG. 10 
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FIG. 11 
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FIG. 12 
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FIG. 13 
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